Key indicators: single-crystal X-ray study; T = 150 K; mean (C-C) = 0.002 Å; R factor = 0.044; wR factor = 0.114; data-to-parameter ratio = 17.3.
For use of boronic acids as synthetic intermediates, see : Hall (2005) ; for their use as sensors in the alcoholic beverage industry, see : Wiskur & Anslyn (2001) and as saccharide sensors, see: Baxter et al. (1990) ; Fedorak et al. (1989) ; Yamamoto et al. (1990) ; Yasuda et al. (1990) . For a review on borolectins, see: Yang et al. (2002 Yang et al. ( , 2004 . For the utilization of boronic acids as enzyme inhibitors, see: Adams et al. (1998) ; Fevig et al. (1996) ; Johnson & Houston (2002) ; Kettner et al. (1990) ; Prusoff et al. (1993) . For the synthesis of aromatic ortho-substituted boronate esters, see: Baudoin et al. (2000) ; Fang et al. (2005) ; Ishiyama et al. (2010) ; Wang et al. (2006) .
Experimental
Crystal data 
À3
Data collection: COLLECT (Nonius, 2001 ); cell refinement: DENZO/SCALEPACK (Otwinowski & Minor, 1997) ; data reduction: DENZO/SCALEPACK; program(s) used to solve structure: SIR92 (Altomare et al., 1994 ); program(s) used to refine structure: CRYSTALS (Betteridge et al., 2003) ; molecular graphics: CAMERON (Watkin et al., 1996) ; software used to prepare material for publication: CRYSTALS and PLATON (Spek, 2009 (Hall, 2005) . However, they have found wider applications more recently as sensors of 'gallate-like′ compounds in the alcoholic beverage industry (Wiskur & Anslyn, 2001) , in the development of saccharide sensors (in vivo at neutral pH in aqueous environment) (Baxter et al., 1990; Fedorak et al., 1989; Yamamoto et al., 1990; Yasuda et al., 1990) , boronolectins (Yang et al., 2002 (Yang et al., , 2004 , as protease (Fevig et al., 1996; Kettner et al., 1990; Prusoff et al., 1993) , glycosidase (Johnson & Houston, 2002) and proteasome inhibitors (Adams et al., 1998) .
The synthesis of ortho-substituted aromatic esters becomes increasingly difficult as the aromatic ring becomes more substituted (Baudoin et al., 2000; Fang et al., 2005; Ishiyama et al., 2010; Wang et al., 2006) . New strategies have recently been developed to circumvent the synthetic obstacles preventing these borylations (Baudoin et al., 2000; Fang et al., 2005; Ishiyama et al., 2010; Wang et al., 2006) . Here we report the first successful synthesis and X-ray crystallographic analysis of boronate ester intermediate 2, which is substituted at the ortho and meta positions by a methyl ester and a nitro group with respect to the boronate ester moiety (Fig. 1 ).
X-ray crystallography confirmed the structure of the title compound. The six-membered boronate ester ring adopts an envelope type conformation with C3 out of the plane (Fig. 1, 2 ). The torsion angles between the boronate and the aromatic ring system are 72.5 (2)° and 81.0 (2)°. The 4-nitrobenzoate moiety adopts a slightly twisted conformation with dihedral angles between the benzene ring and the nitrate and methyl ester groups of 17.5 (2)° and 14.4 (3)° respectively.
Inversion-related pairs of molecules show π-stacking interactions: Centroid-centroid distance: 4.0585 (9) Å, interplanar spacing: 3.6254 (7) Å. There are no classical hydrogen bonds.
Experimental
The bromo-nitroester starting material 1 undergoes borylation by stirring with bis(neopentyl glycolato)diboron (1.2 eq.) in the presence of [1,1-bis(diphenylphosphino)ferrocene]dichloropalladium(II) (10 mol%), DMSO and potassium acetate (2.5 eq.) for 22 h at 60°C to afford the corresponding boronate ester 2 in 51% yield (Fig. 3) . This reaction worked up to a half gram scale. The purification of the boronate ester 2 was difficult because the bis(neopentyl glycolato)diboron reagent, which was used in excess, proved difficult to completely remove via a variety of purification techniques (crystallizations using a range of solvent mixtures and temperatures, flash column chromatography using a range of neutral, acidic and basic solvent mixtures). Methyl 2-(5,5-dimethyl-1,3,2-dioxaborinan-2-yl)-4-nitrobenzoate 2 was isolated as a pale yellow oil which crystallized on standing: m.p. 345-353 K (DCM; it underwent a phase transition over the range 345-351 K, then melted at 351-353 K).
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Refinement
The H atoms were all located in a difference map, but those attached to carbon atoms were repositioned geometrically.
The H atoms were initially refined with soft restraints on the bond lengths and angles to regularize their geometry (C-H in the range 0.93-0.98) and U iso (H) (in the range 1.2-1.5 times U eq of the parent atom), after which the positions were refined with riding constraints.
Computing details
Data collection: COLLECT (Nonius, 2001 ); cell refinement: DENZO/SCALEPACK (Otwinowski & Minor, 1997) ; data reduction: DENZO/SCALEPACK (Otwinowski & Minor, 1997 ); program(s) used to solve structure: SIR92 (Altomare et al., 1994 ); program(s) used to refine structure: CRYSTALS (Betteridge et al., 2003) ; molecular graphics: CAMERON (Watkin et al., 1996) ; software used to prepare material for publication: CRYSTALS (Betteridge et al., 2003) and PLATON (Spek, 2009 ).
Figure 1
The title compound with displacement ellipsoids drawn at the 50% probability level. Hydrogen atoms are shown as spheres of arbitary radius. 
Fractional atomic coordinates and isotropic or equivalent isotropic displacement parameters (

